Key indicators: single-crystal X-ray study; T = 298 K; mean (C-C) = 0.007 Å; R factor = 0.0611; wR factor = 0.155; data-to-parameter ratio = 18.5.
The title compound, (C 6 H 21 N 4 ) [TiF 6 ]F, was synthesized by the reaction of TiO 2 , tris(2-aminoethyl)amine, HF and ethanol at 463 K in a microwave oven. The crystal structure consists of two crystallographically independent [TiF 6 ] 2À anions, two fluoride anions and two triply-protonated tris(2-aminoethyl)-amine cations. The Ti atoms are coordinated by six F atoms within slightly distorted octahedra. The anions and cations are connected by intermolecular N-HÁ Á ÁF hydrogen bonds. 
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Experimental
Crystal data (C 6 Table 1 Selected bond lengths (Å ). Table 2 Hydrogen-bond geometry (Å , ). ) we now report the synthesis and structure of the title compound, (I).
The asymmetric unit of (I) consits of two crystallographically independent (TiF 6 ) 2-anions, two fluoride anions and two triprotonated tris(2-aminoethyl)amine (tren) cations, all of them located in general positions ( Fig. 1 ). The TiF 6 anions form sligthly distorted octahedra and the environnement of both independent anions is different (Table 1 ). Both TiF 6 anions are connected to the cations via N-H···F hydrogen bonding ( Figure 2 and Table 2 ).
The two isolated fluoride anions are also hydrogen bonded to the [H 3 tren] 3+ cations with N-H···F distances ranging from 2.692 (5)Å to 2.791 (5)Å ( Figure 2 and Table 2 ).
The synthetis was performed by using a microwave-assisted route. Crystals were prepared from a mixture of titanium (IV) oxide (79 mg, 1 mmol), tris(2-aminoethyl)amine (0.230 ml, 1.52 mmol), hydrogen fluoride (40%, 0.130 ml, 2.95 mmol) and ethanol (10 ml, 35 mmol). The mixture was transferred into a teflon autoclave installed in a CEM microwave oven at 493 K for 1 hour under a constant pressure of 22 bar. Finally, the solid product was washed with ethanol and dried in air at room temperature to yield colourless paralellepipeds of (I).
Refinement
A number of mis-measured reflections were omitted from the refinement.
The hydrogen atoms were positioned with idealized geometry (C-H = 0.88-0.97Å, N-H = 0.89Å) and modelled as riding with a group U iso value refined.
The highest difference is 2.49 Å from H4A. It might be that this peak corresponds to a small amount of water, which cannot be proven. Therefore, this electron density was not considered in the final refinement.
sup-2 Figures   Fig. 1 . Crystal structure of (I) with displacement ellipsoids for the non-hydrogen atoms drawn at the 50% probability level. 
Data collection
Siemens AED2 diffractometer R int = 0.0000
Radiation source: fine-focus sealed tube θ max = 27.5º
Monochromator: graphite θ min = 2.0º Symmetry codes: (i) −x+1, y−1/2, −z+3/2; (ii) x−1, y, z; (iii) −x, y−1/2, −z+3/2; (iv) −x, y+1/2, −z+3/2.
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